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Description
TECHNICAL FIELD

[0001] The presentinvention relates to a photosensitized solar cell, a production method thereof and a photosensitized
solar cell module. More specifically, the present invention relates to a photosensitized solar cell with improved charac-
teristics and a reduced weight.

BACKGROUND ART

[0002] A solar cell for converting sunlight into an electric power has been attracting attention as an energy source
replacing fossil fuel. Presently, solar cells using a crystalline silicon substrate and thin-film silicon solar cells have been
put to practical use. However, the former has a problem that the production cost for the silicon substrate is high, while
the latter has a problem that the production cost rises by reason of necessity to use many kinds of gases for semiconductor
production and complicated devices. Thus, efforts to reduce the cost per electric power generation output by achieving
higher efficiency in photoelectric conversion have been made in either of the solar cells, but the above-mentioned
problems have not been solved yet.

[0003] A wet solar cell applying photoinduced electron transfer of a metal complex has been proposed as a solar cell
of a new type (for example, refer to Patent Document 1).

This wet solar cell has a structure such that a photoelectric conversion layer, to which an absorption spectrum is provided
in a visible light range by making a photosensitizing dye adsorbed, and an electrolyte layer are held between electrodes
of two glass substrates with the electrodes formed on surfaces thereof. When this wet solar cell is irradiated with light
from a transparent electrode side, electrons are generated in the photoelectric conversion layer, the generated electrons
move from one electrode to an opposed electrode through an external electric circuit, and the moved electrons are
conveyed by ions in the electrolyte to return to the photoelectric conversion layer. An electric energy is taken out by
repetition of such electron transfer.

[0004] However, the basic structure of the dye-sensitized solar cell described in Patent Document 1 is a structure
such that an electrolytic solution is injected between the electrodes of two glass substrates, so that trial manufacture of
a small-area solar cell is possible but application to a large-area solar cell such as one having a size of one meter square
is difficult. That is to say, when an area of one solar cell is increased, the generated current is increased in proportion
to the area but the resistance in an in-plane direction of the transparent electrode is increased and an internal series
electric resistance of the solar cell is increased in accordance therewith. As a result, a problem is caused that a fill factor
(FF) and a short-circuit current in current-voltage characteristics during the photoelectric conversion are decreased and
a photoelectric conversion efficiency is decreased.

[0005] Then, in order to solve the above-mentioned problems, there has also been proposed a dye-sensitized solar
cell module in which a plurality of the dye-sensitized solar cells are connected in series. In this dye-sensitized solar cell
module, an electrode of the solar cell (conductive layer) and an electrode of the adjacent solar cell (counter electrode)
are electrically connected (for example, refer to Patent Documents 2 to 4).

[0006] In the dye-sensitized solar cells of Patent Documents 1 to 4, a conductive glass (TCO) substrate is used at a
light incidence side, and reflection and absorption of light are caused in the glass and the transparent conductive layer,
so that there is a problem that the amount of incident light into an electric power generation portion is lost. Then, there
has been proposed a dye-sensitized solar cell in which the amount of the incident light into the electric power generation
portion is increased by disposing a current collector on an electrolyte layer side of a porous semiconductor layer (for
example, refer to Patent Document 5).

[0007]

Patent Document 1: Japanese Patent No. 2664194

Patent Document 2: Japanese Unexamined Patent Publication No. 11-514787
Patent Document 3: Japanese Unexamined Patent Publication No. 2001-357897
Patent Document 4: Japanese Unexamined Patent Publication No. 2002-367686
Patent Document 5: Japanese Unexamined Patent Publication No. 2003-187883

DISCLOSURE OF THE INVENTION
PROBLEMS TO BE SOLVED BY THE INVENTION

[0008] In the dye-sensitized solar cells of Patent Documents 1 to 4, the dye-sensitized solar cell having a loss of the
incident light amount by the glass and the transparent conductive layer as described above as well as tempered glass
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7 as shown in Fig. 7 for strength maintenance is used in the case of placing the dye-sensitized solar cell on a roof of an
ordinary house for outdoor placement (for a domestic power source).

This dye-sensitized solar cell has a structure such that a porous semiconductor layer 16 with the sensitizing dye adsorbed,
a porous insulating layer 14, a catalyst layer 13, a conductive layer 15 and a cover member 19 are laminated in this
order on a glass substrate 11 interposing a transparent conductive layer 12, an outer circumference of the laminate is
sealed with a sealing member, the inside of the laminate is filled with an electrolyte, and tempered glass 17 is stuck on
a light-receiving surface side of the glass substrate 11.

[0009] In the production of this dye-sensitized solar cell, the porous semiconductor layer 16 and the porous insulating
layer 14 are formed by applying a temperature equal to or higher than the heat-resistant temperature (300°C to 400°C)
of the tempered glass 17, so that the layers can not be directly formed on the tempered glass 17 and the glass substrate
11 with a high heat-resistant temperature can not be omitted. Thus, there is a problem that not only the incident light
loss due to two glass plates of the tempered glass 17 and the glass substrate 11 is caused but also the total weight of
the solar cell becomes heavy.

In addition, in the case of forming the catalyst layer 13 by screen printing, particle diameters of a particulate material of
the porous insulating layer 14 and a particulate material of the catalyst layer 13 need to be adjusted for preventing the
particulate material of the catalyst layer 13 from penetrating into the porous insulating layer 14 to attach to the porous
semiconductor layer 16.

The dye-sensitized solar cell of Patent Document 5 has the above-mentioned problem that the tempered glass needs
to be placed on the transparent substrate in the case of placing the solar cell outdoors for the reason that the porous
semiconductor layer is laminated on the transparent substrate, and the production process becomes complicated for
the reason that the porous semiconductor layer side and the catalyst layer side are formed on separate substrates and
stuck together for the production.

The light transmittance of the conductive glass (TCO) substrate used in Patent Documents 1 to 4 at the light incidence
side is on a longer-wavelength side than 300 nm and therefore, in the case of using a photosensitization element
(quantum dot) of an inorganic material, there is a problem that the light transmittance is small at a light absorption
wavelength of the quantum dot of 250 nm to 300 nm so that a photosensitizative action of the inorganic material is not
effectively utilized.

[0010] The present invention has been made in view of the above-mentioned problems, and is intended to provide a
photosensitized solar cell, which is capable of being placed outdoors, reduced in the weight and improved in character-
istics, and can be produced easily, a production method thereof, and a photosensitized solar cell module.

[0011] Thus, according to the presentinvention, there is provided a photosensitized solar cell wherein at least a catalyst
layer, a porous insulating layer internally containing an electrolyte, a porous semiconductor layer with a photosensitizer
adsorbed thereon, internally containing the electrolyte, and a translucent cover member are laminated in this order on
a conductive substrate.

[0012] According to another aspect of the present invention, a method for producing a photosensitized solar cell is
provided, which includes step (1) of laminating on a conductive substrate at least a catalyst layer, a porous insulating
layer and a porous semiconductor layer with a photosensitizer adsorbed thereon in this order, step (2) of covering a
surface of the porous semiconductor layer with a translucent cover member and sealing an outer circumference between
the conductive substrate and the translucent cover member with a sealing member, and step (3) of injecting an electrolyte
into an inside region between the conductive substrate and the translucent cover member to impregnate the electrolyte
into the porous semiconductor layer and the porous insulating layer.

[0013] According to a further aspect of the present invention, a photosensitized solar cell module is provided, wherein
two or more of the photosensitized solar cells are electrically connected in series.

[0014] The present invention produces the following effects.

(1) A transparent conductive film does not exist on the light-receiving surface side of the porous semiconductor layer
as an electric generating element, so that no light incidence loss due to the transparent conductive film is caused
and the short-circuit current is increased to improve the conversion efficiency. In particular, in the case of using a
photosensitization element (quantum dot) of an inorganic material containing at least one of Cd, Pb, Sb, In, Ga, S,
Se and As, the light absorption wavelength of the quantum dot is from 250 nm to 300 nm, so that the short-circuit
current is largely improved as compared with the case of using the conductive glass (TCO) substrate for transmitting
the light on the longer-wavelength side than 300 nm.

(2) The element is formed on the substrate at a non-light-receiving surface side in the structure of the present
invention, so that various materials may be used for the translucent cover member at the light-receiving surface
side. Therefore, in the case of placing the photosensitized solar cell (or the module thereof) on a roof of an ordinary
house for outdoor placement (for a domestic power source), tempered glass may be used as the translucent cover
member. Accordingly, unlike as shown in the conventional structure (refer to Fig. 7), tempered glass does not need
to be separately placed on the light-receiving surface side of the substrate for forming the element, so that no light
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incidence loss due to two glass substrates is caused and the short-circuit current is more increased to allow a
reduction in the weight and a reduction in costs for the photosensitized solar cell (or the module thereof).

[0015]

(3) In the conventional structure (refer to Fig. 7), the catalyst layer is formed on the porous insulating layer, so that
measures to prevent the catalyst material from attaching to the porous semiconductor layer need to be performed;
however, the catalyst material is directly formed on the conductive substrate in the structure of the present invention
(refer to Figs. 1 and 4), so that any catalyst material may be used as long as it binds to the conductive substrate.
(4) A substrate obtained by forming a metal film exhibiting no corrosiveness to an electrolytic solution, such as one
made of titanium, nickel or tantalum on an inexpensive insulative substrate (such as a ceramic substrate) may be
used as the conductive substrate instead of expensive FTO glass with a transparent conductive film formed on a
glass substrate, so that a further reduction in costs for the photosensitized solar cell (or the module thereof) may
be intended.

BRIEF DESCRIPTION OF THE DRAWINGS

[0016]

Fig. 1 is a schematic cross-sectional view showing Embodiment 1-1 of the photosensitized solar cell of the present
invention.

Fig. 2 is a schematic cross-sectional view showing a solar cell module in which a plurality of the solar cells of
Embodiment 1-1 are electrically connected in series.

Fig. 3 is a schematic cross-sectional view showing a connecting portion of two solar cells in the solar cell module
of Fig. 2.

Fig. 4 is a schematic cross-sectional view showing Embodiment 2-1 of the photosensitized solar cell of the present
invention.

Fig. 5 is a schematic cross-sectional view showing a solar cell module in which a plurality of the solar cells of
Embodiment 2-1 are electrically connected in series.

Fig. 6 is a schematic cross-sectional view showing a connecting portion of two solar cells in the solar cell module
of Fig. 5.

Fig. 7 is a schematic cross-sectional view showing a conventional photosensitized solar cell.

Fig. 8 is a schematic cross-sectional view showing a solar cell module in which a plurality of conventional solar cells
are electrically connected in series.

Fig. 9 is a schematic cross-sectional view showing a connecting portion of two solar cells in the solar cell module
of Fig. 8.

DESCRIPTION OF THE REFERENCE NUMERALS

[0017]

>ENO oA WNN

substrate

first conductive layer

extraction electrode

catalyst layer

porous insulating layer

second conductive layer

porous semiconductor layer

translucent cover member (tempered glass)
sealing member (intercell insulating layer)
conductive substrate

BEST MODE FOR CARRYING OUT THE INVENTION

[0018] The photosensitized solar cell of the present invention is characterized in that at least a catalyst layer, a
porous insulating layer internally containing an electrolyte, a porous semiconductor layer with a photosensitizer adsorbed
thereon, internally containing the electrolyte, and a translucent cover member are laminated in this order on a conductive
substrate.



10

15

20

25

30

35

40

45

50

55

EP 2 224 534 A1

That is to say, this photosensitized solar cell is mainly characterized by containing no transparent conductive layer on
the light-receiving surface side of the porous semiconductor layer.

[0019] In the present invention, a conductive layer for allowing movement of the electrolyte between the porous
insulating layer and the porous semiconductor layer may or may not further be provided between the porous insulating
layer and the porous semiconductor layer.

In the photosensitized solar cell having the conductive layer between the porous insulating layer and the porous semi-
conductor layer, this conductive layer serves as a negative electrode and the conductive substrate serves as a positive
electrode. In a case where the conductive layer is a dense film, the movement of the electrolyte and an electron during
electric power generation between the porous insulating layer and the porous semiconductor layer becomes difficult,
and therefore plural small pores are preferably formed in the conductive layer so that the electrolyte and the electron
may move between the porous insulating layer and the porous semiconductor layer.

In the photosensitized solar cell having no conductive layer between the porous insulating layer and the porous semi-
conductor layer, the porous semiconductor layer serves as the negative electrode and the conductive substrate serves
asthe positive electrode. This structure may be applied in a case where the electric resistance of the porous semiconductor
layer is low or the length of the porous semiconductor layer in a series connection direction of the solar cells is short.
[0020] Embodiments of the above-mentioned two types of photosensitized solar cells and the photosensitized solar
cell module using the photosensitized solar cell of each type are hereinafter described with reference to the drawings.
The following embodiments are examples and various embodiments may be performed within the scope of the present
invention.

(Embodiment 1-1)

[0021] Fig. 1 is a schematic cross-sectional view showing Embodiment 1-1 of the photosensitized solar cell of the
present invention. This photosensitized solar cell of Embodiment 1-1 (occasionally abbreviated as the solar cell herein-
after) is of a type having a conductive layer 5 between a porous insulating layer 4 and a porous semiconductor layer 6.
[0022] More specifically, this solar cell is provided with a conductive substrate A in which a conductive layer 2 (here-
inafter referred to as the first conductive layer 2) is formed on a substrate 1, and a catalyst layer 3, the porous insulating
layer 4, the conductive layer 5 (hereinafter referred to as the second conductive layer 5), the porous semiconductor layer
6 with a photosensitizer adsorbed thereon and a translucent cover member 7, which are sequentially formed on the first
conductive layer 2, and the porous insulating layer 4 and the porous semiconductor layer 6 contain an electrolyte. A
sealing member 8 is provided on the outer circumference between the conductive substrate A and the translucent cover
member 7.

[0023] The first conductive layer 2 has a scribe line 10 with a part thereof removed in an inside region in proximity of
the sealing member 8. Accordingly, the first conductive layer 2 is divided into a wide portion as a region for forming a
solar cell and a narrow portion while interposing the scribe line 10 therebetween. This wide portion externally exposed
in the first conductive layer and the narrow portion externally exposed in the first conductive layer are electrically connected
to an external circuit.

[0024] The porous insulating layer 4 is formed from above the catalyst layer 3 over a scribe line bottom face (surface
of the substrate 1). In addition, the second conductive layer 5 is formed from above the porous insulating layer 4 over
the narrow first conductive layer. The narrow first conductive layer electrically connected to the second conductive layer
5 is regarded as an extraction electrode 2 of the second conductive layer 5.

Each component of the solar cells shown in Figs. 1 to 9 is not necessarily shown by an absolute or relative scale factor.
[0025] In this solar cell of Embodiment 1-1, a surface of the translucent cover member 7 serves as the light-receiving
surface, the second conductive layer 5 serves as the negative electrode and the first conductive layer 2 serves as the
positive electrode. When the light-receiving surface of the translucent cover member 7 is irradiated with light, electrons
are generated in the porous semiconductor layer 6, the generated electrons move from the porous semiconductor layer
6 to the second conductive layer 5, and the electrons move from an extraction electrode 2a to the first conductive layer
2 through the external circuit and are conveyed by the ions in the electrolyte in the porous insulating layer 4 through the
catalyst layer 3 to move to the second conductive layer 5.

[0026] This solar cell may be produced by a method for producing a photosensitized solar cell including step (1) of
laminating the catalyst layer 3, the porous insulating layer 4, the second conductive layer 5 and the porous semiconductor
layer 6 with the photosensitizer adsorbed thereon on the conductive substrate in this order, step (2) of covering a surface
of the porous semiconductor layer 6 with the translucent cover member 7 and sealing an outer circumference between
the conductive substrate and the translucent cover member 7 with the sealing member 8, and step (3) of injecting the
electrolyte into an inside region between the conductive substrate and the translucent cover member 7 to impregnate
the electrolyte into the porous semiconductor layer 6 and the porous insulating layer 4. In a case where the second
conductive layer 5 is a dense film, plural small pores are formed in the second conductive layer 5 on the porous insulating
layer 4 before forming the porous semiconductor layer 6 in step (1).
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Next, each component in this solar cell is described.
(Substrate)

[0027] The substrate 1 is not particularly limited as long as it may support the solar cell; examples thereof include
substrates made of glass such as soda-lime float glass, quartz glass or borosilicate glass, and ceramics.
The thickness of the substrate 1 is not particularly limited, but appropriately about 0.5 to 8 mm.

(First conductive layer)

[0028] The first conductive layer 2 is not particularly limited as long as it has electrical conductivity, and may or may
not have translucency.

Examples of the material composing the translucent first conductive layer 2 include an indium-tin complex oxide (ITO),
tin oxide (SnO,), fluorine-doped tin oxide (FTO) and zinc oxide (ZnO).

The translucent first conductive layer 2 may be formed on the substrate 1 by a known method such as a sputtering
method or a spray method, and it is also possible to use a commercial product of the conductive substrate in which FTO
as the transparent conductive layer is laminated on the soda-lime float glass as the substrate 1.

[0029] In addition, the first conductive layer 2 may be a metal film exhibiting no corrosiveness to an electrolytic solution,
such as one made of titanium, nickel or tantalum, and may be formed on the substrate 1 by a known method such as a
sputtering method or an evaporation method.

The film thickness of this first conductive layer 2 is appropriately about 0.02 to 5 um. The lower the film resistance thereof
is, the better it is, and the film resistance is particularly preferably 40 Q/sq or less.

(Catalyst layer)

[0030] The material composing the catalyst layer 3 is not particularly limited as long as it is generally used for the
photoelectric conversion material in this field. Examples of this material include platinum, carbon black, ketjen black, a
carbon nanotube and fullerene.

For example, in the case of using platinum, the catalyst layer 3 may be formed on the first conductive layer 2 by known
methods such as a sputtering method, pyrolysis of platinic chloride and electrodeposition. The film thickness thereof is
appropriately about 0.5 nm to 1000 nm, for example.

In the case of using carbon such as carbon black, ketjen black, a carbon nanotube or fullerene, carbon dispersed in a
solvent in a paste form may be applied to the first conductive layer 2 by a screen printing method or the like to form the
catalyst layer 3.

The form of the catalyst layer 3 is not particularly limited and the catalyst layer 3 may be made into a dense filmy form,
a porous filmy form or a cluster form.

(Porous insulating layer)

[0031] The porous insulating layer is necessary for the non-light-receiving surface side in the case of forming the
photosensitized solar cell of each type. The porous insulating layer 4 is a layer having a function of electrically insulating
the porous semiconductor layer 6 and the catalyst layer 3, and is formed on the catalyst layer 3 at the non-light-receiving
surface side of the porous semiconductor layer 6.

Examples of the material composing the porous insulating layer 4 include niobium oxide, zirconium oxide, silicon oxide
(silica glass or soda glass), aluminum oxide and barium titanate; one kind or two or more kinds of these materials may
be selectively used. Titanium oxide and rutile-type titanium oxide with a particle diameter of 100 nm to 500 nm may be
used. These materials are preferably particulate and an average particle diameter thereof is 5 to 500 nm, preferably 10
to 300 nm.

(Method of forming porous insulating layer)

[0032] The porous insulating layer 4 may be formed in the same manner as for the porous semiconductor layer 6 to
be described later. That s to say, fine particulates for forming the porous insulating layer 4 are dispersed in an appropriate
solvent, and a polymeric compound such as ethyl cellulose or polyethylene glycol (PEG) is further mixed thereto to
obtain a paste. The paste is applied to the porous semiconductor layer, dried and fired to thereby obtain the porous
insulating layer.
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(Second conductive layer)

[0033] The second conductive layer 5 is disposed between the porous semiconductor layer 6 and the porous insulating
layer 4 in a case where the electric resistance value of the porous semiconductor layer 6 is large.

Examples of the material composing the second conductive layer 5 include an indium-tin complex oxide (ITO), tin oxide
(Sn0,), fluorine-doped tin oxide (FTO), zinc oxide (ZnO), titanium, nickel and tantalum.

The second conductive layer 5 may be formed on the porous insulating layer 4 by a known method such as a sputtering
method, a spray method or an evaporation method. The film thickness of the second conductive layer 5 is appropriately
about 0.02 to 5 um, and the lower the film resistance thereof, the better it is, and the film resistance is particularly
preferably 40 Q/sq or less.

[0034] In a case where the second conductive layer 5 has a dense structure, plural small pores for allowing the
electrolyte to move between the porous insulating layer 4 and the porous semiconductor layer 6 (path of the electrolytic
solution) are preferably formed in the second conductive layer 5. These small pores may be formed by physical contact
or laser processing. The size of the small pores is preferably about 0.1 wm to 100 wm, more preferably about 1 um to
50 wm. The interval between the small pores is preferably about 1 wm to 200 wm, more preferably about 10 wm to 300 pm.
The more dense the second conductive layer 5 is (the smaller the porosity is), the more monotonously the fill factor and
the performance of the solar cell are deteriorated, so that the small pores may be formed in a case where the desired
performance is not obtained.

(Porous semiconductor layer)

[0035] The material composing the porous semiconductor layer 6 is not particularly limited as long as it is generally
used for the photoelectric conversion material in this field. Examples of this material include semiconductor compounds
such as titanium oxide, zinc oxide, tin oxide, iron oxide, niobium oxide, ceric oxide, tungstic oxide, barium titanate,
strontium titanate, cadmium sulfide, lead sulfide, zinc sulfide, indium phosphide, copper-indium sulfide (CulnS2), CuAIO,
and SrCu20, and combinations thereof. Among these, titanium oxide is particularly preferable in view of stability and
safety.

[0036] In the presentinvention, examples of titanium oxide for the material for forming the porous semiconductor layer
6 include various kinds of titanium oxide in a narrow sense such as anatase-type titanium oxide, rutile-type titanium
oxide, amorphous titanium oxide, metatitanic acid and orthotitanic acid, titanium hydroxide and hydrous titanium oxide
and these compounds may be used singly or in the form of a mixture. Crystalline titanium oxide of two kinds of the
anatase type and the rutile type may be in either form depending on the production method and the thermal history
thereof, and yet the anatase type is common. In the present invention, with regard to the photosensitization, crystalline
titanium oxide with a high content of the anatase type, such as 80% or more, is particularly preferable.

[0037] The form of the porous semiconductor layer 6 may be either a single crystal or a polycrystal; yet, the polycrystal
is preferable in view of stability, difficulty of crystal growth and production costs, and the form of polycrystalline fine
particles finely powdered (from a nano to a microscale) is particularly preferable.

Particles with particle sizes of two or more kinds composed of same or different semiconductor compounds may be used
in the form of a mixture as the material particles for forming the porous semiconductor layer 6. It is conceived that particles
with a large particle size scatter incident light to contribute to an improvement in the light capture rate, while particles
with a small particle size increase adsorption sites to contribute to an improvement in the adsorption amount of a dye.
[0038] The ratio of average particle diameters of different particle sizes is preferably ten times or more; the average
particle diameter of the particles with a large particle size is appropriately about 100 to 500 nm, while the average particle
diameter of the particles with a small particle size is appropriately about 5 nm to 50 nm. In the case of mixed particles
composed of different semiconductor compounds, it is effective to use a semiconductor compound exhibiting a strong
adsorption function as the particles with a small particle size.

The most preferable titanium oxide semiconductor fine particles may be produced by known methods described in
various kinds of documents, such as a gas phase method and a liquid phase method (a hydrothermal synthesis method
or a sulfuric acid method). Examples of the methods include a method of obtaining a chloride developed by Degussa
AG through high-temperature hydrolysis.

(Method of forming porous semiconductor layer)

[0039] The method of forming the porous semiconductor layer 6 on the second conductive layer 5 is not particularly
limited and examples thereof include known methods. Specific examples thereof include a method of applying a sus-
pension containing semiconductor particles to the second conductive layer 5 and performing at least one of drying and
firing.

In this method, the semiconductor fine particles are first suspended in an appropriate solvent to obtain a suspension.
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Examples of this solvent include glyme-based solvents such as ethylene glycol monomethyl ether, alcohols such as
isopropyl alcohol, alcohol-based mixed solvents such as isopropyl alcohol/toluene, and water. A commercial titanium
oxide paste (such as Ti-nanoxide D, T/SP, or D/SP, manufactured by Solaronix SA) may be used instead of this sus-
pension.

[0040] Subsequently, the obtained suspension is applied to the second conductive layer 5 by a known method such
as a doctor blade method, a squeegee method, a spin coat method or a screen printing method and performing at least
one of drying and firing to form the porous semiconductor layer 6.

The temperature; time and atmosphere necessary for drying and firing may be properly determined in accordance with
the kinds of the material for forming the second conductive layer 5 and the semiconductor particles for forming the porous
semiconductor layer 6; for example, under an air atmosphere or an inert gas atmosphere, at a temperature in a range
of about 50 to 800°C, and for a time of about 10 seconds to 12 hours. The drying and firing may be performed once at
a single temperature, or twice or more at different temperatures.

The porous semiconductor layer 6 may be composed of plural layers, in which case a step in which suspensions of
different semiconductor particles are prepared and applied, and subjected to at least one of drying and firing may be
repeated twice or more.

[0041] The film thickness of the porous semiconductor layer 6 is not particularly limited, but is appropriately about 0.1
to 100 wm, for example. The porous semiconductor layer 6 is preferably large in the surface area, which is preferably
about 10 to 200 m2/g, for example.

After forming the porous semiconductor layer 6, for the purpose of improvement in the electrical connection between
the semiconductor fine particles, an increase in the surface area of the porous semiconductor layer 6, and a decrease
in the defect level on the semiconductor fine particles, the porous semiconductor layer 6 may be treated with an aqueous
titanium tetrachloride solution in the case where the layer 6 is a titanium oxide film, for example.

(Photosensitizer)

[0042] Examples of the photosensitizer adsorbed on the porous semiconductor layer 6 include sensitizing dyes such
as various kinds of organic dyes having absorption in a visible light range and an infrared ray range, and metal complex
dyes, and inorganic materials composing the photosensitization element to be described later (occasionally referred to
as a quantum dot hereinafter); these may be used singly or two or more kinds of them may be used selectively together.

<Organic dye>

[0043] Examples of the organic dyes include an azo dyes, a quinone dyes, a quinoneimine dyes, a quinacridone dyes,
a squarylium dyes, a cyanine dyes, a merocyanine dyes, a triphenylmethane dyes, a xanthene dyes, a porphyrin dyes,
a perylene dyes, an indigo dyes, and a naphthalocyanine dyes. An absorbance coefficient of an organic dye is generally
high as compared with that of a metal complex dye having morphology of coordination bond of a molecule to a transition
metal.

<Metal complex dye>

[0044] Examples of the metal complex dyes include those having morphology of coordination bond of molecules to
metals such as Cu, Ni, Fe, Co, V, Sn, Si, Ti, Ge, Cr, Zn, Ru, Mg, Al, Pb, Mn, In, Mo, Y, Zr, Nb, Sb, La, W, Pt, TA, Ir, Pd,
Os, Ga, Th, Eu, Rb, Bi, Se, As, Sc, Ag, Cd, Hf, Re, Au, Ac, Tc, Te or Rh; among these, a phthalocyanine type dyes and
a ruthenium type dyes are preferable, and a ruthenium type metal complex dyes are particularly preferable.

In particular, the ruthenium type metal complex dyes represented by the following formulae (1) to (3) are particularly
preferable, and examples of the commercial ruthenium type metal complex dye include trade names Ruthenium 535
dye, Ruthenium 535-bisTBA dye and Ruthenium 620-1H3TBA dye manufactured by Solaronix SA.

[0045]
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[0046] Further, in order to firmly adsorb a dye on the porous semiconductor layer 6, the dye is preferable to have an
interlock groups such as a carboxyl group, an alkoxy group, a hydroxyl group, a sulfonic acid group, an ester group, a
mercapto group and a phosphonyl group, and the like. Generally, the interlock groups intervene in fixing the dye in the
porous semiconductor layer 6 and provide an electrical connection for facilitating the movement of the electron between
the dye in an excited state and a conduction band of the semiconductor.

(Dye adsorption method)

[0047] Typical examples of a method of adsorbing the dye on the porous semiconductor layer 6 include a method of
immersing a laminate, in which the catalyst layer 3, the porous insulating layer 4, the second conductive layer 5 and the
porous semiconductor layer 6 are formed on the conductive substrate, in a solution with the dye dissolved therein (dye
adsorption solution). On this occasion, the dye adsorption solution may be heated so as to be penetrated into a micropore
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bottom in the porous semiconductor layer 6.

The solvent for dissolving the dye may be one which dissolves the dye, and specific examples thereof include an alcohol,
toluene, acetonitrile, tetrahydrofuran (THF), chloroform and dimethylformamide. Ordinarily, these solvents are preferably
purified and two or more kinds thereof may be used in the form of a mixture. The dye concentration in the dye adsorption
solution may be properly determined in accordance with conditions such as the dye to be used, the kind of the solvent,
and the dye adsorption step; for example, preferably 1105 mol/L or more. The dye adsorption solution may be prepared
with heating for improving the solubility of the dye.

(Method of adsorbing photosensitizing dye)

[0048] Typical examples of a method of adsorbing the dye on the porous semiconductor layer 6 include a method of
immersing a laminate, in which the catalyst layer 3, the porous insulating layer 4, the second conductive layer 5 and the
porous semiconductor layer 6 are formed on the conductive substrate, in a solution with the dye dissolved therein (dye
adsorption solution). On this occasion, the dye adsorption solution may be heated for being penetrated into a micropore
bottom in the porous semiconductor layer 6.

The solvent for dissolving the dye may be one which dissolves the dye, and specific examples thereof include an alcohol,
toluene, acetonitrile, tetrahydrofuran (THF), chloroform and dimethylformamide. Ordinarily, these solvents are preferably
purified and two or more kinds thereof may be used in the form of a mixture. The dye concentration in the dye adsorption
solution may be properly determined in accordance with conditions such as the dye to be used, the kind of the solvent,
and the dye adsorption step; for example, preferably 1x10-5 mol/L or more. The dye adsorption solution may be prepared
with heating for improving the solubility of the dye.

<Inorganic material composing photosensitization element (quantum dot)>

[0049] The quantum dot made of the inorganic material composing the photosensitization element is not particularly
limited as long as it is generally used for the photoelectric conversion material in this field. Such a material contain at
least one of Cd, Pb, Sb, In, Ga, S, Se and As.

Specific examples thereof include CdSe, PbSe, SbSe, CdS, PbS, Sb,S3, InAs and InGaAs.

[0050] The quantum dot used in the present invention may be produced by known methods described in various kinds
of documents. For example, CdS may be produced by the methods described in J. Phys. Chem. 1994, 98, 3183 and J.
Phys. Chem. 2003, 107, 14154, CdSe may be produced by the method described in J. Phys. Chem. B 103, 1999 3065,
PbSe and PbS may be produced by the methods described in J. Phys. Chem. B 2002, 106, 10634 and J. Am. Chem.
Soc. 2004, 126, 11752, Sb,S; may be produced by the method described in Japanese Unexamined Patent Publication
No. 2007-273984, and InAs may be produced by the method described in J. Phys. Chem. B 110, 2006 25453.

[0051] When the size of the quantum dot is small, a band gap is enlarged and the wavelength of absorbable light is
only on a short wavelength side, and when the size of the quantum dot is too large, the level in the quantum dot is not
dispersed and a quantum effect is not developed. Therefore, the size of the quantum dot is preferably 0.5 nm to 5 nm.

(Method of adsorbing quantum dot)

[0052] In order to make the porous semiconductor layer 6 support the quantum dot as a light absorber, an interlock
group may be bonded to the quantum dot. The interlock group serves to bond the quantum dot and the porous semi-
conductor, and preferably has two carboxyl groups, alkoxy groups, hydroxyl groups, sulfonic acid groups, ester groups,
mercapto groups or phosphonyl groups. Generally, the interlock group intervenes in fixing the light absorber in the porous
semiconductor layer 6 and provides an electrical connection for facilitating the movement of the electron between the
quantum dot in an excited state and a conduction band of the semiconductor.

Specifically, dicarboxylic acids such as malonic acid, malic acid and maleic acid, or mercaptoacetic acid having carboxylic
acid and a mercapto group are preferable.

[0053] Typical examples of a method of making the porous semiconductor layer 6 support (adsorb) the quantum dot
include a method of immersing the porous semiconductor layer in a solution with the quantum dot dispersed therein.
On this occasion, the dispersion solution of the quantum dot may be heated so as to be penetrated into a micropore
bottom in the porous semiconductor layer 6.

Specific examples of the solvent for dispersing the quantum dot include an alcohol, toluene, acetonitrile, tetrahydrofuran
(THF), chloroform and dimethylformamide. Ordinarily, these solvents are preferably purified and two or more kinds
thereof may be used in the form of a mixture. The concentration of the quantum dot in the solution may be properly
determined in accordance with conditions such as the quantum dot to be used, the kind of the solvent, and the quantum
dot support step; for example, preferably 1 x 10-5 mol/L or more. The dye adsorption solution may be prepared with
heating for improving the solubility of the dye.
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As in the method described in Japanese Unexamined Patent Publication No. 2007-273984, the quantum dot may be
directly formed on the porous semiconductor layer.

(Electrolyte)

[0054] The electrolyte is a liquid containing a redox molecule and is not particularly limited as long as it is an electrolyte
generally used for a cell or a solar cell.

Examples of the redox molecules include 1-/13- type, Br2-/Br3 type, Fe2*/Fe3* type and quinone/hydroquinone type
molecules. Specific examples thereof may include a combination of iodine (l,) with a metallic iodide, such as lithium
iodide (Lil), sodium iodide (Nal), potassium iodide (KI) and calcium iodide (Cal,), a combination of iodine with a tetraalky-
lammonium salt, such as tetraethylammonium iodide (TEAI), tetrapropylammonium iodide (TPAI), tetrabutylammonium
iodide (TBAI) and tetrahexylammonium iodide (THAI), and a combination of bromine with a metallic bromide, such as
lithium bromide (LiBr), sodium bromide (NaBr), potassium bromide (KBr) and calcium bromide (CaBr2); among these,
the combination of Lil and I, is particularly preferable.

[0055] Examples of the solvent for the electrolyte include carbonate compounds such as propylene carbonate, nitrile
compounds such as acetonitrile, alcohols such as ethanol, water and aprotic polar substances. Among these, the
carbonate compound and the nitrile compound are particularly preferable. These solvents may be used in the form of
a mixture of two or more kinds.

[0056] An additive may be added to the electrolyte as required.

Examples of the additive include nitrogen-containing aromatic compounds such as tert-butylpyridine (TBP), and imidazole
salts such as dimethylpropylimidazole iodide (DMPII), methylpropyl imidazole iodide (MPII), ethylmethyl imidazole iodide
(EMII), ethyl imidazole iodide (Ell) and hexylmethyl imidazole iodide (HMII).

The electrolyte (redox molecules) concentration in the electrolyte is preferably in a range of 0.001 to 1.5 mol/L, particularly
preferably in a range of 0.01 to 0.7 mol/L.

(Translucent cover member)

[0057] The translucent cover member 7 may be one which has translucency and is capable of covering at least the
light-receiving surface side of the porous semiconductor layer 6; for example, tempered glass, a glass plate except
tempered glass, and a transparent plastic sheet may be used therefor, and tempered glass is preferable in the case of
placing the solar cell outdoors. In the case of using a transparent plastic sheet, two plastic sheets are disposed on the
non-light-receiving surface side of the substrate 1 and the light-receiving surface side of the porous semiconductor layer
6, and the outer circumference thereof is heat-sealed to allow the whole solar cell to be sealed, and thereby the sealing
member to be described later may be omitted.

(Sealing member)

[0058] Asdescribedabove, inthe case of using tempered glass or another glass plate as the translucent cover member,
the sealing member 8 is preferably placed. The sealing member 8 has a function of preventing leakage of the electrolytic
solution inside the solar cell, a function of absorbing a falling object and stress (impact) against a support such as the
substrate 1 or tempered glass, and a function of absorbing flexure on the support during long-term use.

In addition, in the case of producing a solar cell module by connecting at least two solar cells of the present invention
in series, the sealing member 8 is so important as to function as an intercell insulating layer for preventing the electrolytic
solution from moving between the solar cells.

[0059] The material composing the sealing member 8 is not particularly limited as long as it is generally usable for the
solar cell and is a material capable of performing the above-mentioned functions. Examples of this material include an
ultraviolet curable resin and a thermosetting resin; specific examples thereof include a silicone resin, an epoxy resin, a
polyisobutylene resin, a hot-melt resin and a glass frit, and two or more kinds thereof may be laminated into two or more
layers to form the sealing member 8.

As the ultraviolet curable resin, it is possible to adopt model number: 31X-101 manufactured by Three Bond Co., Ltd.,
and as the thermosetting resin, it is possible to adopt model number: 31X-088 manufactured by Three Bond Co., Ltd.
and generally commercialized epoxy resins.

[0060] The pattern of the sealing member 8 may be formed by using a dispenser in the case of using a silicone resin,
an epoxy resin or a glass frit, and may be formed by opening a patterned hole in a sheet-like hot-melt resin in the case
of using a hot-melt resin.
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(Embodiment 1-2)

[0061] Fig. 2 is a schematic cross-sectional view showing a solar cell module in which a plurality of the solar cells of
Embodiment 1-1 are electrically connected in series, and Fig. 3 is a schematic cross-sectional view showing a connecting
portion of two solar cells in the solar cell module of Fig. 2. In Figs. 2 and 3, the same reference numerals are given for
the same components as the components in Fig. 1.

[0062] In producing this solar cell module, the conductive layer formed on the substrate 1 is first patterned at prede-
termined intervals by a laser scribe method to form a plurality of scribe lines with the conductive layer removed. Thus,
the plural first conductive layers 2 electrically separated from one another are formed to offer a solar cell forming region
on each of the first conductive layers 2.

Among the plural first conductive layers 2, the first conductive layer 2 at one end in a direction orthogonal to the scribe
line is formed into a narrow width, on which first conductive layer 2 with the narrow width the solar cell is not formed,
and this first conductive layer 2 is utilized as the extraction electrode 2a of the second electrode layer 5 of the adjacent
solar cell.

[0063] Next, the catalyst layer 3 is formed in proximity of the scribe line on each of the first conductive layers 2, the
porous insulating layer 4 is formed from above the catalyst layer 3 over the scribe line bottom face (surface of the
substrate 1), the second conductive layer 5 is formed from above the porous insulating layer 4 over the adjacent first
conductive layer 2, plural small pores are formed on the second conductive layer 5 in a case where the second conductive
layer 5 is a dense film, and the porous semiconductor layer 6 is formed on the second conductive layer 5.

[0064] Next, the photosensitizer is adsorbed in the porous semiconductor layer 6 in conformance with the description
in Embodiment 1-1.

Subsequently, the sealing material is applied between the outer circumference of the first electrode layer 2 and the
adjacent solar cell forming region in the first electrode layer 2, and the translucent cover member 7 (such as tempered
glass) is mounted on the sealing material and the porous semiconductor layer 6 to form the sealing member (intercell
insulating layer) 8 by curing the sealing material.

Thereatfter, the electrolytic solution is injected inside through an injection hole formed previously on the substrate 1 to
penetrate into the porous insulating layer 4 and the porous semiconductor layer 6, and the injection hole is sealed with
a resin, whereby the photosensitized solar cell module is completed, in which plural photosensitized solar cells are
electrically connected in series.

Selection of forming methods and materials of each layer composing this solar cell module may be performed in con-
formance with the description in Embodiment 1-1.

[0065] In this solar cell module of Embodiment 1-2, a surface of the translucent cover member 7 serves as the light-
receiving surface, the second conductive layer 5 serves as the negative electrode and the first conductive layer 2 serves
as the positive electrode. When the light-receiving surface of the translucent cover member 7 is irradiated with light,
electrons are generated in each of the porous semiconductor layers 6, the generated electrons move from each of the
porous semiconductor layers 6 to each of the second conductive layers 5 and moves from each of the second conductive
layers 5 to each of the first conductive layers 2 of the adjacent solar cell, and the moved electrons are conveyed by the
ions in the electrolyte in each of the porous insulating layers 4 through each of the catalyst layers 3 to move to each of
the second conductive layers 5. In Fig. 2, the first conductive layer 2 of the left solar cell and the extraction electrode 2a
of the right solar cell in the series connection direction are electrically connected to the external circuit, so that electricity
is taken out to the outside.

(Embodiment 2-1)

[0066] Fig. 4 is a schematic cross-sectional view showing Embodiment 2-1 of the photosensitized solar cell of the
present invention. This photosensitized solar cell of Embodiment 2-1 is of a type with no conductive layers 5 between
the porous insulating layer 4 and the porous semiconductor layer 6 in Embodiment 1-1. In Fig. 4, the same reference
numerals are given for the same components as the components in Fig. 1.

Points of Embodiment 2-1 different from those of Embodiment 1-1 are mainly described hereinafter.

[0067] The solar cell of Embodiment 2-1 is primarily similar to that of Embodiment 1-1 except that the porous semi-
conductor layer 6 is formed from above the porous insulating layer 4 over the extraction electrode 2a. In Embodiment
2-1, the porous semiconductor layer 6 serves also as the second conductive layer in Embodiment 1-1, so that it is
preferable that the electric resistance of the porous semiconductor layer 6 is low (about 40 Q/] or less) or the length of
the porous semiconductor layer 6 in the solar cell series connection direction is short.

[0068] In the case of this solar cell of Embodiment 2-1, the porous semiconductor layer 6 serves as the negative
electrode and the first conductive layer 2 serves as the positive electrode. When the light-receiving surface of the
translucent cover member 7 is irradiated with light, electrons are generated in the porous semiconductor layer 6, the
generated electrons move from the porous semiconductor layer 6 to the extraction electrode 2a, and the electrons move
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to the first conductive layer 2 through the external circuit and are conveyed by the ions in the electrolyte in the porous
insulating layer 4 through the catalyst layer 3 to move to the porous semiconductor layer 6.

The method for producing the solar cell in Embodiment 2-1 is similar to the production method in Embodiment 1-1 except
for omitting formation of the second conductive layer in the above-mentioned step (1) of Embodiment 1-1.

(Embodiment 2-2)

[0069] Fig. 5 is a schematic cross-sectional view showing a solar cell module in which a plurality of the solar cells of
Embodiment 2-1 are electrically connected in series, and Fig. 6 is a schematic cross-sectional view showing a connecting
portion of two solar cells in the solar cell module of Fig. 5. In Figs. 5 and 6, the same reference numerals are given for
the same components as the components in Fig. 1.

The method for producing this solar cell module is similar to the production method in Embodiment 1-2 except for omitting
the forming step of the second conductive layer in the production method in Embodiment 1-2 and forming the porous
semiconductor layer 6 from above the porous insulating layer 4 over the adjacent first conductive layer 2.

[0070] When the translucent cover member 7 of this solar cell module of Embodiment 2-2 is irradiated with light,
electrons are generated in each of the porous semiconductor layers 6, the generated electrons move from each of the
porous semiconductor layers 6 to each of the first conductive layers 2 of the adjacent solar cell, and the moved electron
is conveyed by the ions in the electrolyte in each of the porous insulating layers 4 through each of the catalyst layers 3
to move to each of the porous semiconductor layers 6. In Fig. 5, the first conductive layer 2 of the left solar cell and the
extraction electrode 2a of the right solar cell in a series connection direction are electrically connected to the external
circuit, so that electricity is taken out to the outside.

EXAMPLES

[0071] The presentinvention is described more specifically by examples and comparative examples, but is not limited
thereto.

The film thickness of each layer in examples and comparative examples was measured by using trade name: SURFCOM
1400A manufactured by Tokyo Seimitsu Co., Ltd. unless otherwise specified.

(Example 1)

[0072] The photosensitized solar cell module shown in Fig. 2 was produced.

A conductive glass substrate of 70 mm X 70 mm X thickness of 4 mm in which the first conductive layer 2 made of an
SnO, film is formed on the substrate 1 made of glass (a glass substrate with an SnO, film manufactured by Nippon
Sheet Glass Co., Ltd.) was prepared.

<Cutting of first conductive layer>

[0073] The first conductive layer 2 was irradiated with laser light (YAG laser, fundamental wavelength: 1.06 pm,
manufactured by Seishin Trading Co., Ltd.) to vaporize SnO, and form six lines of the scribe lines 10 each having a
width of 0.1 mm at intervals of 6 mm.

<Formation of catalyst layer>

[0074] A screen printing plate with seven lined up openings of 5 mm X 50 mm was prepared on the conductive glass
substrate and a catalyst forming material (Pt-Catalyst T/SP, manufactured by Solaronix SA) was applied by using a
screen printing machine (model: LS-34TVA, manufactured by NEWLONG SEIMITSU KOGYO CO., LTD.), and the
obtained coating film was fired at 450°C for 1 hour to form the catalyst layer 3 in a cluster form.

<Formation of porous insulating layer>

[0075] Fine particles of zirconium oxide (having a particle diameter of 100 nm, manufactured by C. |. Kasei Company,
Limited) were dispersed in terpineol, and ethyl cellulose was further mixed therewith to prepare a paste. The weight ratio
of the zirconium oxide fine particles, terpineol and ethyl cellulose was 65 : 30 : 5. A screen printing plate with seven lined
up openings of 6 mm X 54 mm was prepared and the obtained paste was applied to the catalyst layer 3 by using a
screen printing machine (model: LS-34TVA, manufactured by NEWLONG SEIMITSU KOGYO CO., LTD.), which paste
was subjected to leveling at room temperature for 1 hour.

Subsequently, the coating film was predried at 80°C for 20 minutes and fired at 450°C for 1 hour to form the porous
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insulating layer (zirconium oxide film) 4. The film thickness of the porous insulating layer 4 was 5 pm.
<Formation of second conductive layer>

[0076] A metal mask with seven lined up openings of 6.2 mm X 52 mm was prepared and a titanium film was formed
on the porous insulating layer 4 at a deposition rate of 5 A/S by using an electron-beam evaporator ei-5 (manufactured
by ULVAC, Inc.), whereby the second conductive layer 5 with a film thickness of about 500 nm was formed.

<Formation of porous semiconductor layer>

[0077] A screen printing plate with seven lined up openings of 5 mm X 50 mm was prepared and a commercial titanium
oxide paste (trade name: Ti-Nanoxide D/SP, average particle diameter: 13 nm, manufactured by Solaronix SA) was
applied by using a screen printing machine (model: LS-34TVA, manufactured by NEWLONG SEIMITSU KOGYO CO.,
LTD.), which paste was subjected to leveling at room temperature for 1 hour.

Subsequently, the coating film was predried at 80°C for 20 minutes and thereafter fired at 450°C for 1 hour, which step
was repeated five times to form the porous semiconductor layer (titanium oxide film) 6 with a total film thickness of 30 um.

<Adsorption of photosensitizing dye>

[0078] A photosensitizing dye (trade name: Ruthenium 620-1H3TBA, manufactured by Solaronix SA) was dissolved
in a mixed solvent of acetonitrile (manufactured by Aldrich Chemical Company) and tert-butyl alcohol (manufactured by
Aldrich Chemical Company) at a volume ratio of 1 : 1 so as to have a concentration of 4 X 104 mol/L to obtain a dye
adsorption solution.

The laminate obtained through the above-mentioned step was immersed in the dye adsorption solution under a tem-
perature condition of 40°C for 20 hours to adsorb the sensitizing dye on the porous semiconductor layer 6. Thereafter,
the laminate was washed with ethanol (manufactured by Aldrich Chemical Company) and dried at about 80°C for about
10 minutes.

<Preparation of electrolyte>

[0079] Lil (manufactured by Aldrich Chemical Company) with a concentration of 0.1 mol/L and |, (manufactured by
Tokyo Chemical Industry Co., Ltd.) with a concentration of 0.01 mol/L as redox species and further tert-butyl pyridine
(TBP, manufactured by Aldrich Chemical Company) with a concentration of 0.5 mol/L and dimethylpropyl imidazole
iodide (DMPII, manufactured by Shikoku Chemicals Corp.) with a concentration of 0.6 mol/L as additives were added
and dissolved in acetonitrile as a solvent to prepare an electrolyte.

<Formation of sealing member and injection of electrolyte>

[0080] An ultraviolet curing material (model: 31X-101, manufactured by Three Bond Co., Ltd.) was applied the cir-
cumference and between the solar cell forming regions on the first conductive layer 2 and the tempered glass substrate
7 of 50 mm X 70 mm X thickness of 4.0 mm separately prepared (manufactured by Asahi Glass Co., Ltd.) and the
substrate 1 were stuck together. A hole for injecting an electrolyte was previously provided in the substrate 1. Subse-
quently, the applied portion was irradiated with ultraviolet rays by using an ultraviolet irradiation lamp (trade name:
Novacure, manufactured by EFD Inc.) to form the sealing member 8 by curing the ultraviolet curing material and fix two
sheets of the substrates 1 and 7.

Subsequently, an electrolyte was injected through the hole for injecting an electrolyte of the substrate 1 and a solar cell
module corresponding to Fig. 2 was completed by sealing the hole for injecting an electrolyte with a resin.

[0081] The obtained solar cell module was irradiated with light with an intensity of 1 kW/m2 (AM 1.5 solar simulator)
to measure various kinds of solar cell characteristics. The results are shown in Table 1.

(Example 2)

[0082] The solar cell module with the structure of Fig. 2 was produced in the same manner as in Example 1 except
for performing preparation of the conductive substrate by the following step.

<Preparation of conductive substrate>

[0083] An alumina substrate of 70 mm X 70 mm X thickness of 1 mm was prepared and a titanium film was formed

14



10

15

20

25

30

35

40

45

50

55

EP 2 224 534 A1

on the substrate at a deposition rate of 5 A/S by using an electron-beam evaporator ei-5 (manufactured by ULVAC,
Inc.), to give the first conductive layer 2 with a film thickness of about 700 nm.

The obtained solar cell module was irradiated with light with an intensity of 1 kW/m?2 (AM1.5 solar simulator) to measure
various kinds of solar cell characteristics. The results are shown in Table 1.

(Examples 3 to 10)

[0084] The solar cell module with the structure of Fig. 2 was produced in the same manner as in Example 1 except
for forming small pores on the second conductive layer 5 by the following step after forming the second conductive layer
5in Example 1.

<Formation of small pores on second conductive layer>

[0085] The second conductive layer 5 was irradiated with laser light (YAG laser, fundamental wavelength: 1.06 um,
manufactured by Seishin Trading Co., Ltd.) to form the small pores shown in Table 2 while adjusting current values and
frequencies.

The obtained solar cell module was irradiated with light with an intensity of 1 kW/m2 (AM 1.5 solar simulator) to measure
various kinds of solar cell characteristics. The results are shown in Table 1.

(Example 11)

[0086] The solar cell module shown in Fig. 5 was produced in the same manner as in Example 1 except for omitting
the second conductive layer in Example 1 and forming the porous semiconductor layer 6 on the porous insulating layer 4.
The obtained solar cell module was irradiated with light with an intensity of 1 kW/m?2 (AM1.5 solar simulator) to measure
various kinds of solar cell characteristics. The results are shown in Table 1.

(Comparative Example 1)

[0087] The photosensitized solar cell module shown in Fig. 8 was produced in the following manner.

This solar cell module is one in which the solar cells with the conventional structure shown in Fig. 7 are connected in
series. Fig. 9 is a schematic cross-sectional view showing a connecting portion of two solar cells in the solar cell module
of Fig. 8. In Figs. 8 and 9, the same reference numerals are given for the same components as the components in Fig. 7.
[0088] A conductive glass substrate of 70 mm X 70 mm X thickness of 4 mm in which the transparent conductive
layer 12 made of an SnO, film is formed on the substrate 11 made of glass (a glass substrate with an SnO, film
manufactured by Nippon Sheet Glass Co., Ltd.) was prepared.

<Cutting of transparent conductive layer>

[0089] The transparent conductive layer 12 was irradiated with laser light (YAG laser, fundamental wavelength: 1.06
pwm, manufactured by Seishin Trading Co., Ltd.) to vaporize SnO, and form six lines of the scribe lines 110 each having
a width of 0.1 mm at intervals of 6 mm.

<Formation of porous semiconductor layer>

[0090] A screen printing plate with seven lined up openings of 5 mm X 50 mm was prepared and a commercial titanium
oxide paste (trade name: Ti-Nanoxide D/SP, average particle diameter: 13 nm, manufactured by Solaronix SA) was
applied by using a screen printing machine (model: LS-34TVA, manufactured by NEWLONG SEIMITSU KOGYO CO.,
LTD.), which paste was subjected to leveling at room temperature for 1 hour.

Subsequently, the coating film was predried at 80°C for 20 minutes and thereafter fired at 450°C for 1 hour, which step
was repeated five times to form the porous semiconductor layer (titanium oxide film) 16 with a total film thickness of 30 um.

<Formation of porous insulating layer>

[0091] Fine particles of zirconium oxide (having a particle diameter of 100 nm, manufactured by C. |. Kasei Company,
Limited) were dispersed in terpineol, and ethyl cellulose was further mixed therewith to prepare a paste. The weight ratio
of the zirconium oxide fine particles, terpineol and ethyl cellulose was 65 : 30 : 5.

A screen printing plate with seven lined up openings of 6 mm X 54 mm was prepared and the obtained paste was applied
to the porous semiconductor layer 16 by using a screen printing machine (model: LS-34TVA, manufactured by NEWLONG
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SEIMITSU KOGYO CO., LTD.), which paste was subjected to leveling at room temperature for 1 hour.
Subsequently, the coating film was predried at 80°C for 20 minutes and fired at 450°C for 1 hour to form the porous
insulating layer (zirconium oxide film) 14. The film thickness of the porous insulating layer 14 was 5 pm.

<Formation of catalyst layer>

[0092] A screen printing plate with seven lined up openings of 5 mm X 50 mm was prepared and a catalyst layer
forming material (Pt-Catalyst T/SP, manufactured by Solaronix SA) was applied on the porous insulating layer 14 by
using a screen printing machine (model: LS-34TVA, manufactured by NEWLONG SEIMITSU KOGYO CO., LTD.), and
the obtained coating film was fired at 450°C for 1 hour to form the catalyst layer 13 in a cluster form.

<Formation of conductive layer>

[0093] A metal mask with seven lined up openings of 6.2 mm X 52 mm was prepared and a titanium film was formed
on the catalyst layer 13 at a deposition rate of 5 A/S by using an electron-beam evaporator ei-5 (manufactured by ULVAC,
Inc.), whereby the conductive layer 15 with a film thickness of about 500 nm was formed.

<Adsorption of photosensitizing dye>

[0094] A photosensitizing dye (trade name: Ruthenium 620-1H3TBA, manufactured by Solaronix SA) was dissolved
in a mixed solvent of acetonitrile (manufactured by Aldrich Chemical Company) and tert-butyl alcohol (manufactured by
Aldrich Chemical Company) at a volume ratio of 1 : 1 so as to have a concentration of 4 X 104 mol/L to prepare a dye
adsorption solution.

The laminate obtained through the above-mentioned step was immersed in the dye adsorption solution under a tem-
perature condition of 40°C for 20 hours to adsorb the photosensitizing dye on the porous semiconductor layer 16.
Thereafter, the laminate was washed with ethanol (manufactured by Aldrich Chemical Company) and dried at about
80°C for about 10 minutes.

<Preparation of electrolyte>

[0095] Lil (manufactured by Aldrich Chemical Company) with a concentration of 0.1 mol/L and |, (manufactured by
Tokyo Chemical Industry Co., Ltd.) with a concentration of 0.01 mol/L as redox species and further tert-butyl pyridine
(TBP, manufactured by Aldrich Chemical Company) with a concentration of 0.5 mol/L and dimethylpropyl imidazole
iodide (DMPII, manufactured by Shikoku Chemicals Corp.) with a concentration of 0.6 mol/L as additives were added
and dissolved in acetonitrile as a solvent to prepare an electrolyte.

<Formation of sealing member and injection of electrolyte>

[0096] An ultraviolet curing material (model: 31X-101, manufactured by Three Bond Co., Ltd.) was applied the cir-
cumference and between the solar cell forming regions on the transparent conductive layer 12 and a cover glass 19 of
50 mm X 70 mm X thickness of 1.0 mm (model: 7059, manufactured by Corning Incorporated) and the substrate 11
were stuck together. A hole for injecting an electrolyte was previously provided in the cover glass 19. Subsequently, the
applied portion was irradiated with ultraviolet rays by using an ultraviolet irradiation lamp (trade name: Novacure, man-
ufactured by EFD Inc.) to form the sealing member 18 by curing the ultraviolet curing material and thereby fix two sheets
of the glass plates.

Subsequently, an electrolyte was injected through the hole for injecting an electrolyte of the substrate 1 and a solar cell
module corresponding to Fig. 8 was completed by sealing the hole for injecting an electrolyte with a resin.

[0097] The obtained solar cell module was irradiated with light with an intensity of 1 kW/m2 (AM 1.5 solar simulator)
to measure various kinds of solar cell characteristics. The results are shown in Table 1.

[0098]
[Table 1]
Short-circuit current | Open voltage | Fill factor | Conversion efficiency
Jsc(mA/cm?2) Voc (V) FF (%)
Example 1 1.98 4.92 0.67 6.52
Example 2 1.97 4.98 0.68 6.67
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(continued)

Short-circuit current | Open voltage | Fill factor | Conversion efficiency
Jsc(mA/cm?2) Voc (V) FF (%)
Example 3 2.09 4.97 0.67 6.96
Example 4 2.12 4.98 0.68 7.17
Example 5 2.10 4.91 0.69 7.11
Example 6 1.98 4.90 0.66 6.40
Example 7 1.97 4.96 0.65 6.35
Example 8 2.07 4.97 0.67 6.89
Example 9 2.10 4.91 0.68 7.01
Example 10 1.98 4.90 0.64 6.21
Example 11 1.88 4.90 0.59 5.44
Comparative Example 1 | 1.67 3.98 0.59 3.92
[0099]
[Table 2]
Small pore diameter | Interval
(m) (pm)
Example 3 40 0.5
Example 4 40 1
Example 5 40 50
Example 6 40 100
Example 7 0.5 30
Example 8 1 30
Example 9 50 30
Example 10 100 30

[0100] In Examples 1 to 11, only the tempered glass 7 is placed on the light-receiving surface side of the porous
semiconductor layer 6, so that the short-circuit current is high; on the contrary, in Comparative Example 1, the substrate
11 with the SnO, film (FTO glass) as well as the tempered glass 17 exist on the light-receiving surface side of the porous
semiconductor layer 16, so that the light that reaches the porous semiconductor layer 16 as the electric generating
element is decreased and thereby the short-circuit current is decreased. Also, in Comparative Example 1, the catalyst
layer material attaches to the porous semiconductor layer 16, so that it is conceived that the open voltage is greatly
decreased as compared with the examples.

(Example 12)

[0101] The photosensitized solar cell module shown in Fig. 2 was produced in the same manner as in Example 1
except that there were some differences in the photosensitizer and the electrolyte in the following manner.

<Production of photosensitizer>

[0102] Atrioctyl phosphine solution of CdS (quantum dot) as the photosensitizer was produced by the method described
in J. Am. Chem. Soc. 1993, 115, 8706.

The results of measuring the lowest occupied molecular orbital (HOMO) and the highest unoccupied molecular orbital
(LUMO) of CdS by AC-3 (manufactured by Riken Keiki Co., Ltd.) and absorbance measurement equipment (UV-2000,
manufactured by Shimadzu Corporation) are shown in Table 3.
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In addition, the photosensitization elements of the inorganic materials usable in the example are shown in Table 3.
[0103]

[Table 3]
HOMO (V) | LUMO (V)
Cadmium sulfide (CdS) -6.4 -3.1
Cadmium selenide (CdSe) | -6.0 -3.4
Lead sulfide (PbS) -5.5 -4.1
Indium arsenide (InAs) -5.5 -4.1
Cadmium telluride (CdTe) | -5.3 -2.8

<Support of CdS on porous semiconductor layer>

[0104] The laminate was immersed in a CdS solution under a temperature condition of 40°C for 12 hours to adsorb
CdS on the porous semiconductor layer 6. Thereafter, the laminate was washed with ethanol (manufactured by Aldrich
Chemical Company) and dried to obtain a porous semiconductor layer with CdS adsorbed thereon.

<Preparation of electrolyte>

[0105] Na,S (manufactured by Aldrich Chemical Company) with a concentration of 2 mol/L and sulfur (manufactured
by Aldrich Chemical Company) with a concentration of 3 mol/L were dissolved in pure water to prepare an electrolyte.
[0106] The obtained solar cell module of Example 12 was irradiated with light with an intensity of 1 kW/m2 (AM 1.5
solar simulator) to measure various kinds of solar cell characteristics. The results are shown in Table 4.

(Example 13)

[0107] The solar cell module with the structure of Fig. 2 was produced in the same manner as in Example 12 except
for performing preparation of the conductive substrate by the following step.

<Preparation of conductive substrate>

[0108] An alumina substrate of 70 mm X 70 mm X thickness of 1 mm was prepared and a titanium film was formed
on the substrate at a deposition rate of 5 A/S by using an electron-beam evaporator ei-5 (manufactured by ULVAC,
Inc.), to give the first conductive layer 2 with a film thickness of about 700 nm.

The obtained solar cell module was irradiated with light with an intensity of 1 kW/m?2 (AM1.5 solar simulator) to measure
various kinds of solar cell characteristics. The results are shown in Table 4.

(Example 14)

[0109] The solar cell module of Example 14 with the structure of Fig. 5 was produced in the same manner as in
Example 12 except for forming small pores on the second conductive layer 5 by the following step after forming the
second conductive layer 5 in Example 12.

<Formation of small pores on second conductive layer>

[0110] The second conductive layer 5 was irradiated with laser light (YAG laser, fundamental wavelength: 1.06 um,
manufactured by Seishin Trading Co., Ltd.) to form the small pores while adjusting current values and frequencies.
The obtained solar cell module was irradiated with light with an intensity of 1 kW/m?2 (AM1.5 solar simulator) to measure
various kinds of solar cell characteristics. The results are shown in Table 4.

(Example 15)

[0111] The photosensitized solar cell module of Example 15 with the structure of Fig. 5 was produced in the same
manner as in Example 1 except for omitting the second conductive layer in Example 12 and forming the porous semi-
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conductor layer 6 on the porous insulating layer 4. However, the element was formed so that sixteen pieces of the porous
semiconductor layers 6 each with a size of 2 mm X 50 mm lined up.

The obtained solar cell module was irradiated with light with an intensity of 1 kW/m?2 (AM1.5 solar simulator) to measure
various kinds of solar cell characteristics. The results are shown in Table 4.

(Comparative Example 2)

[0112] The photosensitized solar cell module shown in Fig. 5 was produced in the following manner.

This solar cell module is the same as in Comparative Example 1 except that the photosensitizer, the adsorption of the
photosensitizer on the porous semiconductor layer, and the electrolyte are the same as in Example 12.

The obtained solar cell module was irradiated with light with an intensity of 1 kW/m2 (AM 1. 5 solar simulator) to measure
various kinds of solar cell characteristics. The results are shown in Table 4.

[0113]
[Table 4]
Short-circuit current . Conversion efficiency
Jsc (mA/cm?) Open voltage Voc (V) | Fill factor FF (%)
Example 12 0.25 4.02 0.54 0.54
Example 13 0.26 4.31 0.54 0.61
Example 14 0.27 4.22 0.52 0.59
Example 15 0.13 3.92 0.51 0.26
Comparatn;e Example 0 03 012 0.00

Claims

1. A photosensitized solar cell characterized in that at least a catalyst layer, a porous insulating layer internally
containing an electrolyte, a porous semiconductor layer with a photosensitizer adsorbed thereon, internally containing
the electrolyte, and a translucent cover member are laminated in this order on a conductive substrate.

2. The photosensitized solar cell according to claim 1, further comprising, between the porous insulating layer and the
porous semiconductor layer, a conductive layer for allowing movement of the electrolyte between the porous insu-

lating layer and the porous semiconductor layer.

3. The photosensitized solar cell according to claim 2, wherein the conductive layer has a plurality of small pores for
circulating the electrolyte between the porous insulating layer and the porous semiconductor layer.

4. The photosensitized solar cell according to any one of claims 1 to 3, wherein the photosensitizer contains at least
one of an organic dye and a metal complex dye.

5. The photosensitized solar cell according to any one of claims 1 to 4, wherein the photosensitizer contains at least
one of Cd, Pb, Sb, In, Ga, S, Se and As.

6. The photosensitized solar cell according to any one of claims 2 to 5, wherein the conductive layer is made from a
metallic material or a metallic oxide material.

7. The photosensitized solar cell according to claim 6, wherein the metallic material comprises at least one of titanium,
nickel and tantalum.

8. The photosensitized solar cell according to claim 6, wherein the metallic oxide material comprises at least one of
tin oxide, fluorine-doped tin oxide, zinc oxide and indium oxide.

9. The photosensitized solar cell according to any one of claims 1 to 8, wherein the translucent cover member is
tempered glass.
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10. The photosensitized solar cell according to any one of claims 1 to 9, wherein the conductive substrate has an
insulative substrate and a metal layer formed on the insulative substrate and contacts the catalyst layer.

11. A method for producing a photosensitized solar cell characterized by comprising:

step (1) of laminating on a conductive substrate at least a catalyst layer, a porous insulating layer and a porous
semiconductor layer with a photosensitizer adsorbed thereon in this order;

step (2) of covering a surface of the porous semiconductor layer with a translucent cover member and sealing
an outer circumference between the conductive substrate and the translucent cover member with a sealing
member; and

step (3) of injecting an electrolyte into an inside region between the conductive substrate and the translucent
cover member to impregnate the electrolyte into the porous semiconductor layer and the porous insulating layer.

12. The method for producing a photosensitized solar cell according to claim 11, wherein a conductive layer for allowing
movement of the electrolyte between the porous insulating layer and the porous semiconductor layer is formed

between the porous insulating layer and the porous semiconductor layer in step (1).

13. A photosensitized solar cell module wherein two or more of the photosensitized solar cells according to any one of
claims 1 to 10 are electrically connected in series.
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